. TA spectra (left) and decay profiles (right) of neutral (top), monocation radical (middle), and dication (bottom) of dithiadiazuliporphyrin Table S1 . The HOMA, MPD, and NICS(0) value of a series of dithiadiazuliporphyrin Table S2 . TD-DFT (B3LYP/6-31G(d,p)) calculated energies, oscillator strengths and compositions of the major electronic transitions of neutral dithiadiazuliporphyrin Table S3 . TD-DFT (B3LYP/6-31G(d,p)) calculated energies, oscillator strengths and compositions of the major electronic transitions of monocation radical of dithiadiazuliporphyrin Table S4 . TD-DFT (B3LYP/6-31G(d,p)) calculated energies, oscillator strengths and compositions of the major electronic transitions of dication of dithiadiazuliporphyrin
Experimental Details
Steady-state Absorption Measurements. Steady-state absorption spectra were obtained with an UV-VIS-NIR spectrometer (Varian, Cary5000).
Femtosecond Transient Absorption Measurements. The femtosecond time-resolved transient absorption (fs-TA) spectrometer consisted of Optical Parametric Amplifiers (Palitra, Quantronix) pumped by a Ti:sapphire regenerative amplifier system (Integra-C, Quantronix) operating at 1 kHz repetition rate and an optical detection system. The generated OPA pulses had a pulse width of ~ 100 fs and an average power of 100 mW in the range 280-2700 nm which were used as pump pulses. White light continuum (WLC) probe pulses were generated using a sapphire window (3 mm of thickness) by focusing of small portion of the fundamental 800 nm pulses which was picked off by a quartz plate before entering to the OPA. The time delay between pump and probe beams was carefully controlled by making the pump beam travel along a variable optical delay (ILS250, Newport). Intensities of the spectrally dispersed WLC probe pulses are monitored by a High Speed spectrometer (Ultrafast Systems). To obtain the time-resolved transient absorption difference signal (DA) at a specific time, the pump pulses were chopped at 500 Hz and absorption spectra intensities were saved alternately with or without pump pulse. Typically, 4000 pulses excite samples to obtain the fs-TA spectra at a particular delay time. The polarization angle between pump and probe beam was set at the magic angle (54.7°) using a Glan-laser polarizer with a half-wave retarder in order to prevent polarization-dependent signals. Cross-correlation fwhm in pump-probe experiments was less than 200 fs and chirp of WLC probe pulses was measured to be 800 fs in the 400-800 nm region. To minimize chirp, all reflection optics in the probe beam path and the 2 mm path length of quartz cell were used. After the fluorescence and fs-TA experiments, we carefully checked absorption spectra of all compounds to detect if there were artifacts due to degradation and photo-oxidation of samples. HPLC grade solvents were used in all steadystate and time-resolved spectroscopic studies. The three-dimensional data sets of ΔA versus time and wavelength were subjected to singular value decomposition and global fitting to obtain the kinetic time constants and their associated spectra using Surface Xplorer software (Ultrafast Systems).
Computational Methods. Quantum mechanical calculations were performed with the Gaussian 09 program suite. 1 All calculations were carried out by the density functional theory (DFT) method with Becke's three-parameter hybrid exchange functionals and the Lee-YangParr correlation functional (B3LYP), employing the 6-31G(d,p) basis set. The oscillator strength was calculated by performing a time dependent (TD)-DFT calculation. Table S4 . TD-DFT (B3LYP/6-31G(d,p)) calculated energies, oscillator strengths and compositions of the major electronic transitions of dication of dithiadiazuliporphyrin
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